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Description 

BACKGROUND OF THE INVENTION 
5 Field of the Invention 

[0001] The present invention relates to an ink suitable for ink-jet recording. The present invention also relates to an 
ink-jet recording method for conducting recording by ejection of the ink through an orifice of a recording head, preferably 
by action of thermal energy, on paper, and to an apparatus for the recording. The present invention further relates to 
10 a process for producing the above ink. 

Related Background Art 

[0002] The ink-jet recording system has advantages of less noise generation during recording, and higher recording 
is speed with higher resolution owing to a highly integrated head. The ink-jet recording system usually employs an ink 
which contains a water-soluble dye dissolved in water or a mixture of water with an organic solvent. The ink containing 
a water-soluble dye generally has a disadvantage of low light-fastness of recorded images because of the inherent 
low light-fastness of the water-soluble dye. The water-soluble ink frequently involves problems in water resistance 
such that the recorded image becomes blurred or flows out when the recorded image is brought into contact with rain, 
20 sweat, o r d ri n ki ng wate r. 

[0003] On the other hand, stationery utensils using dye such as bail-point pens involve similar problems. For im- 
provement in light-fastness and water resistance of the record, various aqueous pigment-containing inks have been 
disclosed for stationery utensils. For practical use of an aqueous pigment ink, methods for stabilization of pigment 
dispersion, prevention of ink solidification at a pen tip, and prevention of abrasion of a ball of a ball-point pen are 
25 disclosed, for example, in Japanese Patent Application Laid-Open Nos. 58-80368, 61-200182, 61 -247774, 61-272278, 

62- 568, 62-101671, 62-101672, 1-249869, 1-301760, and so forth. Recently, ball-point pens and felt-tip pens which 
employ an aqueous pigment ink have come into market. 

[0004] Ink-jet inks which employ an aqueous pigment ink, a specific water-soluble solvent, and a polymeric dispersing 
agent are disclosed in Japanese Patent Application Laid-Open Nos. 56-147859, and 56-147860. Inks which employ 
30 a pigment and a dye in combination are disclosed in Japanese Patent Application Laid-Open Nos. 4-57859, and 
4-57860. 

[0005] Conventional aqueous pigment inks, however, have disadvantages that quality and density of recorded im- 
ages deteriorate remarkably depending on the kind of the paper, especially when the images are recorded on plain 
paper (e.g., copying paper, bond paper, or the like, widely used in offices). This results from the fact that the surface 

35 state of the plain paper varies generally depending on the kind of paper, which is different from specially designed ink- 
jet recording paper. The absorption of ink by paper and feathering of ink on paper depends on the surface state of the 
paper. With an aqueous dye ink, the printing density, which greatly affects the printing quality, depends less on the 
surface state of the paper, since the dye is readily fixed by paper fiber on the surface of paper. On the contrary, with 
an aqueous pigment ink, the printing density depends greatly on the surface state of the paper since the printing density 

40 is obtained by retention of the pigment on the surface of the paper. An aqueous pigment ink usually contains an alkali- 
soluble resin as the a dispersing agent which coheres on the paper surface to increase the printing density. Therefore, 
with the aqueous pigment ink, the printing density and printing quality may be deteriorated depending on the kind of 
paper. One method of improving the quality and density of the printing is to bring the pH of the ink into an acidic range. 
The acidic state, however, renders the dispersion state unstable to cause low ejection stability, low long-term dispersion 

45 stability, solidification at fine nozzle tips, etc., which are serious problems to an ink-jet recording ink. As mentioned 
above, the printing density and the printing quality cannot be consistent with each other. Although use of a pH-stable 
resin as a dispersant can solve considerably the above problems that affect the reliability and the dependence of 
printing density on the kind of paper, it significantly lowers the printing density and the printing quality. 
[0006] Although the printing quality and the printing density can be improved by raising a solid content in the ink, it 

50 impairs greatly the reliability mentioned above. 

[0007] Furthermore, fixability of pigment is also an important problem of the aqueous pigment ink. The fixability may 
be improved by use of a combination of a quick-drying organic solvent with a surfactant. However, the printing density 
and the printing quality are considerably impaired by addition thereof in an amount necessary for satisfactory fixability. 
[0008] For improving printing density and printing quality of writing tools, addition of fine silica particles is described, 

55 for example, in Japanese Patent Application Laid-Open Nos. 59-98173, and 62-91574. This method, however, can 
give neither satisfactory printing density nor satisfactory printing quality in ink-jet recording. Further, incorporation of 
spherical resin particles in an ink is disclosed in Japanese Patent Application Laid-Open Nos. 63-145381, and 

63- 218779. This method, however, cannot give satisfactory results in printing density, printing quality, and reliability in 
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ink-jet printing. 

[0009] Accordingly, it is desired to improve the printing density and printing quality with satisfactory reliability of the 
ink-jet recording ink, especially dispersion stability and ejection stability. 

[0010] JP-A-4 132 773 discloses an ink for ink-jet recording which contains a pigment, a dispersing agent in an 
5 aqueous medium and inorganic fine particles having a size up to 1 u.m. The particles are for example Al 2 0 3 . 

[0011] US-A-5 085 698 discloses an ink for ink-jet recording which contains an organic or inorganic pigment, alone 

or in combination and a dispersing agent in an aqueous medium. The pigment has most preferably a particle size 

ranging from 5 to 1 000 nm. Further fine particle of alumina or titania can be used as pigment. 

[0012] JP-A-63 273 674 discloses an ink for waterless planography comprising a pigment, a dispersing agent, a 
10 solvent and Ti0 2 particles having a size up to 0,1 ujti. 

[0013] FR-A-2 515 677 discloses an ink composition for printing comprisjng a pigment, water, a dispersing agent 

and Ti0 2 particles having a diameter ranging from 0,2 to 0,6 ujti. 

[0014] The last two inks are not suitable for ink-jet printing whereas the other inks cannot give satisfactory results in 
printing density, printing quality and reliability in ink-jet printing. 

is 

SUMMARY OF THE INVENTION 

[001 5] It is an object of the present invention to provide an ink-jet ink which is free from the aforementioned problems 
of conventional inks and is capable of giving excellent printing density and printing quality with reliability. The present 
20 invention also intends to provide a process for producing the above ink, an ink-jet recording method and an ink-jet 
recording apparatus employing the above ink. 

[0016] This object is solved by the features of the independent claims. Preferred embodiments are subject of the 
dependent claims. 

25 BRIEF DESCRIPTION OF THE DRAWINGS 

[0017] Figs. 1 A and 1 B are sectional views of a recording head of the present invention. Fig. 1 A is a sectional view 
for explaining of an example of constitution of a recording head of the present invention. Fig. 1 B is a sectional view of 
the recording head at the line A-B in Fig. 1 A. 
30 [0018] Fig. 2 is a perspective view of a multiple head having a plurality of heads of Fig. 1 A in juxtaposition. 

[0019] Fig. 3 is a perspective view of an ink-jet recording apparatus having the head of the present invention mounted 
thereon. 

[0020] Fig. 4 is a sectional view of an ink cartridge for supplying an ink through an ink-supplying tube to the above 
head. 

35 [0021] Fig. 5 is a perspective view of an ink-jet cartridge in which the head and the ink tank are integrated. 
DETAILED DESCRIPTION OF THE PREFERRED EMBODIMENTS 

[0022] In ink-jet recording on plain paper with aqueous pigment ink containing a pigment, printing quality and printing 

*o density greatly deteriorate depending on the kind of paper. After comprehensive studies on the causes of the above 
deterioration, it was found by the inventors of the present invention that the printing quality, and in particular, the printing 
density, is greatly affected by a surface state of the paper, and completed the present invention. According to the 
findings, the ejected aqueous pigment ink causes aggregation immediately after reaching the paper surface to remain 
on the surface to produce print at a certain printing density. Excellent printing density is obtained if the surface state 

45 of the paper promotes destruction of the stability of the ink, while intended printing density is not obtainable if penetration 
of the ink precedes the ink cohesion. The plain paper is classified roughly into acid paper and neutralized paper. The 
surface state of the paper is generally modified by treatment for respective uses. Therefore, it is difficult to design an 
ink which begins instantaneously to cause aggregation at a surface of every kind of paper. Furthermore, the design of 
ink which makes the ink dispersion unstable to increase printing density conflicts with high ejection stability, long-term 

50 storage stability, and prevention of solidification at fine nozzle tip after long standing. 

[0023] It was found by the inventors of the present invention that the above problems are solved simultaneously 
without changing the dispersing resin by additional incorporation of fine particulate titanium dioxide as a fine particulate 
inorganic white material into the ink containing a pigment, a dispersing agent, and an aqueous medium. The present 
invention has been accomplished based on the above findings. 

55 [0024] In this method, a quick-drying organic solvent and a surfactant can readily be combinedly used for the ink. 
Thereby fixability can be improved without impairing printing quality and printing density. 
[0025] The present invention is described below in detail. 

[0026] The fine particulate titanium dioxide as the fine particulate white inorganic material is not specially limited in 
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its kind. Any kind thereof is useful provided that it is dispersible stably together with the pigment for ink-jet recording 
ink. The particle shape is preferably spherical, but is not limited thereto. The surface of the particle may be treated for 
hydrophilicity or hydrophobicity. Of the aforementioned particulate material, preferably preferred is particulate titanium 
dioxide having been treated for hydrophilicity. Examples thereof are 'Titania Series" manufactured by Idemitsu Kosan 

5 K.K.; Titanium Dioxide P25. 

[0027] The fine particulate titanium dioxide contained in the ink of the present invention has preferably a primary 
particle diameter in the ratio ranging from 1 : 1 0 to 5 : 1 to the primary particle diameter of the pigment used. Considering 
the particle diameter of the pigment for ink-jet recording inks, the primary particle diameter of the fine particulate titanium 
dioxide ranges from about 5 to about 200 nm. The diameter in the range of from about 5 to about 1 00 nm is preferred 

10 to satisfy the purpose of the present invention. The fine particulate titanium dioxide is contained in a ratio ranging from 
1 : 20 to 1 : 1 by weight to the pigment. At the content ratio of lower than 1 : 20 by weight, satisfactory printing quality 
and printing density are not achievable, while at the content ratio of higher than 1:1, satisfactory reliability in storage 
stability, ejection stability, etc. are not achievable. The content ratio of from 1 : 1 0 to 1 : 2 is more preferable for attaining 
sufficiently the objects of the present invention. 

15 [0028] The pigment used in the ink of the present invention is contained at a content of from 1 to 20 % by weight, 
preferably 2 to 12 % by weight based on the total weight of the ink. Any kind of pigment is useful in the present invention 
provided that the aforementioned properties are satisfied. 

[0029] The carbon black useful the black ink may be the one produced by a furnace process, or a channel process; 
having a primary particle diameter of from 15 to 40 nm, a BEI specific surface area of from 50 to 300 m 2 /g, a DBP oil 

20 absorption of from 40 to 1 50 m 1/1 00g, a volatile matter content of from 0.5 to 1 0 %, and pH of from 2 to 9. The examples 
of carbon black include No. 2300, No. 900, MCF88, No. 33, No. 40, No. 45, No. 52, MA7, MA8, and No. 2200B (re- 
spectively, manufactured by Mitsubishi Chemical Industries Ltd.); RAVEN 1255 (manufactured by Columbia Co.); 
REGAL400R, REGAL330R, REGAL660R, and MOGUL L (manufactured by Cabot Co.); Color Black FW1 , Color Black 
FW18, Color Black S170, Color Black S150, Printex 35, and Printex U (manufactured by Degussa Co.), and the like 

25 commercial products. The experimentally prepared carbon black for the present invention is also useful. 

[0030] The pigment for the yellow ink includes C.I. Pigment Yellow 1 , C.I. Pigment Yellow 2, Pigment Yellow 3, C.I. 
Pigment Yellow 13, C.I. Pigment Yellow 16, and C.I. Pigment Yellow 83. 

[0031] The pigment for the magenta ink includes C.I. Pigment Red 5, C.I. Pigment Red 7, C.I. Pigment Red 12, C. 
I. Pigment Red 48 (Ca), C.I. Pigment Red 48 (Mn), C.I. Pigment Red 57 (Ca), C.I. Pigment Red 112, and C.I. Pigment 



[0032] The pigment for the cyan ink includes C.I. Pigment Blue 1, C.I. Pigment Blue 2, C.I. Pigment Blue 3, C.I. 
Pigment Blue 15:3, C.I. Pigment Blue 16, C.I. Pigment Blue 22, C.I. Vat Blue 4, and C.I. Vat Blue 6. 
[0033] The pigments experimentally prepared for the present invention are also useful. 

[0034] The dispersing agent for the pigment and fine particulate titanium dioxide used in the ink of the present in- 
35 vention may be any water-soluble resin. The resin having a weight-average molecular weight ranging from 500 to 
30000, more preferably from 1 000 to 1 5000 is suitable. Specific examples thereof include block copolymers and random 
copolymers constituted of two or more monomer units selected from styrene and derivatives thereof, vinylnaphthalene 
and derivatives thereof, aliphatic alcohol esters or like derivatives of an a,p-ethylenic unsaturated carboxylic acid, and 
the like; and acrylic acid and derivatives thereof, maleic acid and derivatives thereof, itaconic acid and derivatives 
40 thereof, f umaric acid and derivatives thereof; and salts of the copolymers. These resins are alkali-soluble resins which 
are soluble in an aqueous solution containing a base dissolved therein, and are particularly preferred for an ink-jet 
recording ink because of the advantages of capability of lowering the viscosity of the liquid dispersion and ease of 
dispersion formation. Further examples of the dispersing agent include homopolymers constituted of a hydrophilic 
monomer unit, and salts thereof, including water-soluble resins such as polyvinylpyrrolidone, polyvinyl alcohol, car- 
45 boxymethyl cellulose, naphthalenesulfonic acid-formaldehyde condensate; and natural resins such as rosin, and shel- 
lac. A surface active agent may be used, including polyoxyethylene alkyl ethers and polyoxyethylene alkyl esters. The 
water-soluble resin and the surface active agent may be added to the ink in an amount of from 0.1 to 5 % by weight 
based on the total weight of the ink. 

[0035] The ink of the present invention is preferably adjusted to be neutral or alkaline as the whole ink because the 
so solubility of the above water-soluble resin can be increased and the long-term storability can be improved thereby. The 
pH of the ink is preferably adjusted to be in the range of from 7 to 10 so as not to cause corrosion of the members of 
the ink-jet recording apparatus. 

[0036] For adjusting the pH, an pH adjusting agent may be used, including organic amines such as diethanolamine, 
and triethanolamine, inorganic alkalis such as alkali metal hydroxides, e.g., sodium hydroxide, lithium hydroxide, po- 
55 tassium hydroxide, etc.; organic acids, mineral acids, and so forth. 

[0037] The pigment, the fine particulate titanium dioxide and the water-soluble resin mentioned above are dispersed 
or dissolved in an aqueous medium. The aqueous medium in the present invention is a mixture of water with a water- 
soluble organic solvent, and the water is not ordinary water containing various ions, but is preferably deionized one. 
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[0038] The water-soluble organic solvent to be mixed with water includes alkyl alcohols having 1 to 4 carbons such 
as methyl alcohol, ethyl alcohol, n-propyl alcohol, isopropyl alcohol, n-butyl alcohol, s-butyl alcohol, and t-butyl alcohol; 
amides such as dimethylform amide, and dimethylacetamide; ketones and ketone alcohols such as acetone, and diac- 
etone alcohol; ethers such as tetrahydrofuran, and dioxane; polyalkylene glycols such as polyethylene glycol, and 

5 polypropylene glycol; alkylene glycols having 2 to 6 carbons such as ethylene glycol, propylene glycol, butylene glycol, 
triethylene glycol, 1 ,2,6-hexanetriol, thioglycol, hexylene glycol, and diethylene glycol; polyhydric alcohols and lower 
alkyl ether thereof such as glycerol, ethylene glycol monomethyl (or ethyl) ether,, and diethylene glycol monomethyl (or 
ethyl) ether; and N-methyl-2-pyrrolidone, 2-pyrrolidone, 1 ,3-dimethyl-2-imidazolidinone. Of these water-soluble organic 
solvents, preferred are polyhydric alcohols like diethylene glycol and lower alkyl ethers of polyhydric alcohols like 

10 triethylene glycol monomethyl (or ethyl) ether. 

[0039] Addition of ethanol, isopropyl alcohol, or a lower alkyl ether of a polyhydric alcohol to the ink is effective for 
stabilization of liquid droplet ejection. Such a solvent will stabilize the bubbling of the recording liquid on a thin film 
resistance heater. 

[0040] The aforementioned water-soluble organic solvent is added to the ink of the present invention in an amount 
is of generally from 3 to 50 % by weight, preferably from 3 to 40 % by weight based on the total weight of the ink. The 
water is added in an amount of from 1 0 to 90 % by weight, preferably from 30 to 80 % by weight based on the total 
weight of the ink. 

[0041 ] The ink of the present invention may contain, in addition to the above components, a further additive such as 
a surfactant, an antifoaming agent, an antiseptic agent, a commercial water-soluble dye if necessary. 

20 [0042] The surfactant is not limited to the ones mentioned above, but is of any type provided that it does not adversely 
affect the properties, such as storage stability, of the ink. The surfactant includes anionic surfactants such as fatty acid 
salts, higher alcohol sulfate ester salts, liquid fatty oil sulfate ester salts, and alkylarylsulfonate salts; and nonionic 
surfactants such as polyoxyethylene alkyl ethers, potyoxyethylene alkyl esters, polyoxyethylene sorbitan alkyl ethers, 
acetylene alcohol, and acetylene glycol. One or more of the above surfactants may be suitably selected. The amount 

25 of the surfactant to be used depends on the kind and the amount ,of the dispersing agent, and may be in the range of 
from 0.01 to 5 % by weight based on the total weight of the ink. The amount of the surfactant is adjusted preferably to 
obtain the surface tension of the ink of 30 dyn/cm or higher, since the surface tension lower than this of the recording 
liquid causes disadvantages such as deviation of ink-shooting points owing to wetting of the nozzle tip. 
[0043] The ink of the present invention may be prepared by adding a pigment and the fine particulate titanium dioxide 

30 to an aqueous solution containing at least a dispersing resin and water, stirring the mixture, dispersing the solid com- 
ponents with the dispersion means mentioned later to obtain a desired liquid dispersion, adding the aforementioned 
additive or additives to the obtained dispersion, and stirring the resulting mixture to obtain an ink. When an alkali- 
soluble resin is used, a base needs to be added to dissolve the resin. 

[0044] The aqueous solution containing the pigment and the fine particulate white inorganic material before the 
35 dispersing treatment is preferably subjected to premixing treatment for 30 minutes or longer. This premixing treatment 
improves the wettability of the surface of the pigment and the fine particulate white inorganic material, and promotes 
adsorption on the surface of the pigment. 

[0045] The alkaline substance to be added to the liquid dispersion to solve an alkali-soluble resin includes organic 
amines such as monoethanolamine, diethanolamine, triethanolamine, and aminomethylpropanol; ammonia; and inor- 

40 ganic bases such as potassium hydroxide, and sodium hydroxide. 

[0046] The dispersion means to be used in the present invention may be any dispersion machine used generally, 
including ball mills, roll mills, and sand mills. Of these machines, preferred are high speed sand mills such as Super 
Mill, Sand Grinder, Beads Mill, Agitator Mill, Grain Mill, Daino Mill, Pearl Mill, and Cobol Mill (all being trade names). 
[0047] To obtain a desired particle size distribution of the dispersion of the pigment and the fine particulate white 

45 inorganic material, a measure or measures are taken such as decrease of the size of the grinding media, increase of 
the filling ratio of the grinding media, increase of the length of treating time, decrease of the discharge speed, and 
classification of the particles by filtering or centrifuging after the grinding, and so forth, or combination of the above 
measures. 

[0048] The suitable recording apparatus for recording with the ink of the present invention is exemplified by an ap- 
50 paratus which ejects liquid droplets by thermal energy given to a recording liquid in a chamber of a recording head in 
accordance with recording signals. 

[0049] An example of the construction of a head which is the essential part of the apparatus is shown in Figs. 1 A, 
1B, and 2. 

[0050] Fig. 1 A is a sectional view along an ink flow path of an example of a recording head 13 for explanation of the 
55 construction of the head. 

[0051] Fig. 1B is a sectional view of the recording head at the line A-B in Fig. 1A. 

[0052] Fig. 2 is a perspective view of a multiple head having a plurality of heads of Fig. 1 A in juxtaposition. 
[0053] Fig. 3 is a perspective view of an ink-jet recording apparatus having the head of the present invention mounted 
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thereon. 

[0054] In Figs. 1A and 1B, the head 13 is constructed by bonding a plate of glass, ceramics, or plastics having 
grooves 14 for ink flow with a heat-generating head 15 for thermal recording. (The heat-generating head is not limited 
to the thin film head shown in the drawing.) The heat-generating head 1 5 is constituted of a protection layer 1 6 formed 

s of silicon oxide or the like, aluminum electrodes 17-1, 17-2, a heat-generating resistance layer 18 made of nichrome. 
or the tike, a heat-accumulating layer 19, and a heat-radiating substrate plate 20 made of alumina or the like. 
[0055] The ink 21 fills an ejection orifice (fine nozzle) 22, and has a meniscus 23 formed by a pressure P. 
[0056] On application of an electric signal information to the electrodes 17-1 , .17-2 of the head, the region denoted 
by a symbol "n" on the heat-generating head 15 generates heat abruptly to form bubbles in the ink 21 on the region, 

10 the pressure of the bubble pushes out the meniscus 23 to eject the ink 21 from the orifice 22 in a shape of droplets 
24. The ejected ink droplets travel toward a recording medium 25. 

[0057] The multiple head shown in Fig. 2 is formed by bonding a glass plate 27 having multiple grooves 26 with the 
heat-generating head 28 like the one shown in Fig. 1 A. 

[0058] In Fig. 3, a blade 61 as a wiping member is held at one end of the blade by a blade-holding member, forming 

'5 a fixed end in a shape of a cantilever. The blade 61 is placed at a position adjacent to the recording region of the 
recording head, and, in this example, is held so as to protrude into the moving path of the recording head. The cap 62 
is placed at a home position adjacent to the blade 61 , and is constituted such that it moves in the direction perpendicular 
to the moving direction of the recording head to come into contact with the ejection nozzle face to cap the nozzle. An 
ink absorbent 63 is placed at a position adjacent to the blade 61 , and is held so as to protrude into the moving path of 

20 the recording head in a manner similar to that of the blade 61. The blade 61, the cap 62, and the absorbent 63 constitute 
an ejection recovery device 64. The blade 61 , and the absorbent 63 serve to remove off water, dust, and the like from 
the face of the ink ejection nozzle. A recording head 65 has an energy-generating means for the ejection, and conducts 
recording by ejecting the ink onto a recording medium opposing to the ejection nozzle face. A carriage 66 is provided 
for supporting and moving the recording head 65. The carriage 66 is engaged slidably with a guide rod 67. A portion 

25 of the carnage 66 is connected (not shown in the drawing) to a belt 69 driven by a motor 68, so that the carriage 66 is 
movable along the guide rod 67 to the recording region of the recording head 65 and the adjacent region thereto. 
[0059] A paper delivery device 51 for delivery of a recording medium and a paper delivery roller 52 driven by a motor 
(not shown in the drawing) delivers a recording medium to the position, opposing to the ejection nozzle face of the 
recording head, and the recording medium is delivered with the progress of the recording to a paper discharge device 

30 provided with paper-discharging rollers 53. 

[0060] In the above constitution, when the recording head 65 returns to the home position on completion of recording, 
the cap 62 of the ejection-recovery device 64 is positioned out of the moving path of the recording head 65, and the 
blade 61 is allowed to protrude to the moving path. Thereby, the ejecting nozzle face of the recording head 65 is wiped. 
To cap the ejection face of the recording head 65, the cap 62 protrudes toward the moving path of the recording head 

35 to come into contact with the ejection nozzle face. 

[0061] When the recording head 65 is made to move from the home position to the record-starting position, the cap 
62 and the blade 61 are at the same position as in the above-mentioned wiping step, so that the ejection nozzle face 
of the recording head 65 is wiped also in this movement. The recording head is moved to the home position not only 
at the completion of the recording and at the time of ejection recovery, but is also moved at a predetermined intervals 

40 during recording from the recording region. The nozzle is wiped by such movement. 

[0062] Fig. 4 is a sectional view of an example of the ink cartridge 45 which holds an ink to be supplied through an 
ink supplying member such as a tube. The ink container 40, an ink bag, contains an ink to be supplied, and has a 
rubber plug 42 at the tip. Insertion of a needle (not shown in the drawing) into the plug 42 enables supply of the ink 
from the ink bag 40. A waste-ink absorbent 44 serves to absorb a waste ink. 

45 [0063] The ink-jet recording apparatus used in the present invention is not limited to the above-mentioned one which 
has separately a head and an ink cartridge. Integration thereof as shown in Fig. 5 may suitably be employed. In Fig. 
5, a recording unit 70 houses an ink holding member such as an ink absorbent, and the ink in the absorbent is ejected 
from a plurality of orifices of a head 71 . The ink absorbent is made preferably of polyurethane, cellulose, or polyvinyl 
acetal. An air-communication opening 72 is provided to communicate interior of the cartridge with the open air. The 

50 recording unit 70 may be used in place of the recording head 65 shown in Fig. 3, and is made to be readily mountable 
to and demountable from the carriage 66. 

[0064] The present invention is described more specifically below by reference to Examples. In Examples the unit 
"parts" is based on weight. 

55 
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Example 1 
(Preparation of Ink) 
s (Preparation of Pigment Liquid Dispersion) 



[0065] The components below were mixed, and heated to 70 P C in a water bath to dissolve the resin completely. 



Styrene-acrylic acid-butyl acrylate copolymer (acid value: 116, weight-average molecular 


1 . 5 parts 


weight: 3700) 




Monoethanolamine 


1 part 


Deionized water 


79 parts 


Diethylene glycol 


5 parts 



15 

[0066] To this solution, were added 1 0 parts of experimentally prepared carbon black (MCF88, made by Mitsubishi 
Chemical Industries Ltd., primary particle diameter: 18 nm), 2.5 parts of surface treated titanium dioxide (DS-4, man- 
ufactured by Idemitsu Kosari K.K., primary particle diameter: 17 nm), and 1 part of isopropyl alcohol. The mixture was 
premixed for 30 minutes, and then treated for dispersion under the conditions below: 



Dispersion machine 


Sand Grinder (made by Igarashi Kikai K.K.) 


Grinding media 


Zirconium beads (1 mm diameter) 


Filling ratio of grinding media 


50 % (by volume) 


Grinding time 


3 Hours 



[0067] The dispersion was subjected to centrifuge treatment (1 2000 rpm, 20 minutes) to remove coarse particles to 
obtain the intended liquid dispersion. 

(Preparation of Ink) 

30 

[0068] The components below were mixed and the pH was adjusted to be in the range of 8 to 1 0 with monoeth- 
anolamine. 



35 



40 



50 



Liquid dispersion prepared above 


30 parts 


Glycerol 


2 parts 


Diethylene glycol 


15 parts 


N-Methylpyrrolidone 


5 parts 


Isopropyl alcohol 


3 parts 


Emulbon T-83 (organic boron type surfactant made by Toho Chemical Industry Co., Ltd) 


0.5 part 


Deionized water 


44.5 parts 



[0069] The ink prepared as described above was tested by use of an ink-jet recording apparatus having an on- 
demand type of multiple recording head which ejects ink by giving thermal energy to the ink in accordance with infor- 
45 mation signals. 

Example 2 

(Preparation of Ink) 

(Preparation of Pigment Liquid Dispersion) 

[0070] The components below were mixed, and heated to 70°C in a water bath to dissolve the resin completely. 



55 



Styrene-maleic acid-maleic acid half ester copolymer (acid value: 200, weight-average molecular weight: 
12000) 

Aminomethylpropanol 



4 parts 
2 parts 
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(continued) 



De ionized water 
Diethylene glycol 



71 parts 
5 parts 



10 



25 



30 



35 



40 



45 



50 



To this solution, were added 15 parts of experimentally prepared carbon black (MCF88, made by Mitsubishi Chemical 
Industries Ltd., primary particle diameter: 18 nm), and 3 parts of surface treated tjtanium dioxide (DS-4, manufactured 
by Idemitsu Kosan K.K., primary particle diameter: 1 7 nm). The mixture was premixed for 30 minutes, and then treated 
for dispersion under the conditions below: 





Dispersing machine 


Pearl Mill (made by Ashizawa K.K.) 




Grinding media 


Glass beads (1 mm diameter) 




Filling ratio of grinding media 


50 % (by volume) 


15 


Discharge rate 


100 ml/min 



[0071 ] The dispersion was subjected to centrifuge treatment (1 2000 rpm, 20 minutes) to remove coarse particles to 
obtain the intended liquid dispersion. 

20 (Preparation of Ink) 

[0072] The components below were mixed and the pH was adjusted to be in the range of 8 to 1 0 with aminometh- 
ylpropanol. 



Liquid dispersion prepared above 


20 parts 


Glycerol 


8 parts 


Ethylene glycol 


5 parts 


Ethanol 


5 parts 


Deionized water 


62 parts 



[0073] The ink prepared as described above was tested by use of an ink-jet recording apparatus having an on- 
demand type of multiple recording head which ejects ink by giving thermal energy to the ink in accordance with infor- 
mation signals. 

Example 3 

[0074] An ink was prepared in the same manner as in Example 1 except that Mogul L (manufactured by Cabot Co., 
primary particle diameter: 24 nm) was used in place of the carbon black. The ink thus prepared was tested by use of 
an ink-jet recording apparatus having an on-demand type of multiple recording head which ejects ink by giving thermal 
energy to the ink in accordance with information signals. 

Example 4 

[0075] An ink was prepared in the same manner as in Example 1 except that the fine particulate white inorganic 
material was changed to surface treated titanium dioxide (IT-PC made by Idemitsu Kosan K.K., primary particle diam- 
eter: 60 nm). The ink thus prepared was tested by use of an ink-jet recording apparatus having an on-demand type of 
multiple recording head which ejects ink by giving thermal energy to the ink in accordance with information signals. 

Example 5 

(Preparation of Ink) 

(Preparation of Pigment Liquid Dispersion) 

[0076] The components below were mixed, and heated to 70°C in a water bath to dissolve the resin completely. 



Rome D (sodium naphthalenesulfpnate, manufactured by San Nobuco Co.): . 1 .5 parts 
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10 



15 



(continued) 



Deionized water 
Ethylene glycol 



79.5 parts 
5 parts 



To this solution, were added 11 parts of experimentally prepared carbon black (S1 70, made by Degussa Co., primary 
particle diameter: 17 nm), 2 parts of surface treated titanium dioxide (DS-4, manufactured by Idemitsu Kosan K.K., 
primary particle diameter: 1 7 nm), and 1 part of isopropyl alcohol. The mixture was premixed for 60 minutes, and then 
treated for dispersion under the conditions below: 



Dispersion machine 
Grinding media 



! Sand Grinder (made by Igarashi Kikai K.K.) 
i Zirconium beads (0.5 mm diameter) 



Filling ratio of grinding media j 70 % (by volume) 
Grinding time I 10 hours 



[0077] The dispersion was subjected to centrifuge treatment (1 2000 rpm, 20 minutes) to remove coarse particles to 
obtain the intended liquid dispersion. 

20 (Preparation of Ink) 

[0078] The. components below were mixed and the pH was adjusted to be in the range of 8 to 10 with monoeth- 
anolamine. 



Liquid dispersion prepared above 


30 parts 


Glycerol 


12 parts 


Di ethylene glycol 


15. parts 


2-Pyrrolidone 


5 parts 


Isopropyl alcohol 


3 parts 


Acetylenol EH (made by Kawaken Fine Chemical Industry Co., Ltd) 


0.3 part 


Deionized water 


34.7 parts 



[0079] The ink prepared as described above was tested by use of an ink-jet recording apparatus having an on- 
35 demand type of multiple recording head which ejects ink by giving thermal energy to the ink in accordance with infor- 
mation signals. 

Comparative Example 1 

40 [0080] An ink was prepared in the same manner as in Example 1 except that the fine particulate white inorganic 
material was changed to fine particulate alumina (Aluminum Oxide C, made by Nippon Aerosil K.K., primary particle 
diameter: 13 nm). The ink thus prepared was tested by use of an ink-jet recording apparatus having an on-demand 
type of multiple recording head which ejects ink by giving thermal energy to the ink in accordance with information 
signals. 

45 

Comparative Examples 2-4 

[0081] The ink was prepared and tested in the same manner respectively as in Examples 1 to 3 except that the fine 
particulate white inorganic material was not used and deionized water was used in place thereof in preparation of the ink. 

50 

Comparative Example 5 



[0082] An ink was prepared and tested in the same manner as in Example 6 except that the fine particulate white 
inorganic material was not used and deionized water was used in place thereof in preparation of the ink. 

55 

Comparative Example 6 



[0083] An ink was prepared and tested in the same manner as in Example 1 except that 2.5 parts (as solid matter) 
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of methyl methacrylate type fine particulate material (ME 1000 cf made by Sohken Kagaku K.K., primary particle di- 
ameter: 450 nm, water dispersion) was used in place of the fine particulate white inorganic material in preparation of 
the ink. . 

5 Comparative Example 7 

[0084] An ink was prepared and tested in the same manner as in Example 1 except that the fine particulate white 
inorganic material was not used and deionized water was used in place thereof, and the amount of the liquid dispersion 
was changed to 60 parts in preparation of the ink. 
10 [0085] The results of the evaluation (Evaluations 1 , 2, and 3) are shown in Table 1 . 

[Evaluation 1 : Printing density] 

[0086] Printing was conducted on Xerox 4024 copying paper sheets, and Canon NP-DRY copying paper sheets by 
is means of the aforementioned ink-jet recording apparatus, and the density of the print was measured by MacBeth 
densitometer (TR918). 

[Evaluation 2] 

20 [0087] Printing was conducted continuously with the aforementioned ink-jet recording apparatus, and the number of 
the printed paper sheets before failure of ink ejection occurred was checked. 

[Evaluation 3: Storage stability] 

25 [0088] The aqueous pigment ink was placed in a tightly closed glass bottle, and stored at 60°C for 3 months. When 
any abnormality such as aggregation of the pigment particles and increase of the viscosity was observed during the 
storage, the ink was rated as "Poor", and when no abnormality was observed, the ink was rated as "Good". 
[0089] As described above, the ink-jet recording method of the present invention, employed in an ink-jet printer 
utilizing thermal energy, gives fastness properties of the resulting print and enables stable ink ejection independently 

30 of variation of driving conditions for long time, thus giving high printing quality and high printing density on any kind of 
plain paper with high reliability. The ink of the present invention is satisfactory in long-term storage stability. 



Table 1 



40 



45 



50 



55 



TEST RESULTS 




Evaluation 1 


Evaluation 2 


Evaluation 3 




Printing Density 


Number of printed sheet before ejection 


Storage stability 








failure 






Xerox 4024 


NP-DRY 






Examples 










1 


1.3 


1.42 


No failure at 500th sheet 


Good 


2 


1.3 


1.4 


ditto 


Good 


3 


1.34 


1.48 


ditto 


Good 


4 


1.29 


1.39 


ditto 


Good 


5 


1.18 


1.27 


ditto 


Good 


Comparative Examples 










1 


1.28 


1.35 


ditto 


Good 


2 


1.05 


1.26 


ditto 


Good 


3 


1.02 


1.21 


ditto 


Good 


4 


1.07 


1.28 


ditto 


Good 


5 


0.85 


1.07 


ditto 


Good 


6 


1.11 


1.28 


Failure at 200th sheet 


Good 


7 


1.18 


1.31 


Failure at 100th sheet 


Poor 
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Claims 

1. An ink-jet ink which contains a pigment and a dispersing agent in an aqueous medium, the ink further containing 
a fine particulate white inorganic material of titanium dioxide, the aqueous medium being a mixture of water with 

5 a water-soluble organic solvent, the water being contained in an amount of from 1 0 to 90 % by weight, preferably 

30 to 80 % by weight, the pigment being contained in an amount of from 1 to 20 % by weight, preferably 2 to 12 
% by weight, each based on the total weight of the ink, wherein 

the ratio of the content of said fine particulate titanium dioxide to the content of the pigment ranges from 1 :20 to 
1:1 by weight. 

10 

2. The ink according to claim 1 , wherein 

said content ratio ranges from 1 ; 1 0 to 1 :2 by weight. 

3. The ink according to anyone of the preceding claims, wherein 

15 the titanium dioxide has a primary particle diameter of from 5 to 100 nm. 

4. The ink according to anyone of the preceding claims, wherein 

the ratio of the primary particle diameter of said fine particulate titanium dioxide to the primary diameter of the 
pigment ranges from 1 :10 to 5:1 . 

20 

5. A process for producing an ink as defined in anyone of the claims 1 to 4, wherein 

the pigment, the dispersing agent and the fine particulate white inorganic material of titanium dioxide are added 
simultaneously to the aqueous medium, and treated for dispersion. 

25 6. An ink-jet recording method which conducts recording by ejecting ink in a form of droplets, said ink being the one 
set forth in anyone of the claims 1 to 4. 

7. The ink-jet recording method according to claim 6, wherein 

ink is ejected in a form of droplet by action of a thermal energy given to the ink. 

30 

8. A recording unit equipped with an ink container holding an ink therein and a head for ejecting droplets of the ink, 
said ink being the one set forth in anyone of claims 1 to 4. 

9. The recording unit according to claim 8, wherein 

35 the head ejects the droplets of the ink by action of thermal energy. 

10. An ink cartridge equipped with an ink container holding an ink, said ink being the one set forth in anyone of claims 
1 to 4. 

40 11. An ink-jet recording apparatus equipped with a recording unit having an ink container holding an ink therein and 
a head for ejecting droplets of the ink, said ink being the one set forth in anyone of claims 1 to 4. 

12. The ink-jet recording apparatus according to claim 1 1 , wherein the head ejects the droplets of the ink by action of 
thermal energy. 

45 

13. An ink-jet recording apparatus equipped with an ink cartridge having an ink container holding the ink therein, and 
a recording head for ejecting an ink as droplets, said ink being the one set forth in anyone of claims 1 to 4. 

14. The ink-jet recording apparatus according to claim 13, wherein 

so the apparatus comprises an ink supplying device for supplying the ink from the ink cartridge to the head. 

15. The ink-jet recording apparatus according to claim 13, wherein 

the head ejects the droplets of the ink by action of thermal energy given to the ink. 

55 

Pate ntansp ruche 

1 . Tintenstrahl-Tinte, welche ein Pigment und ein Dispergierungsmittel in einem waBrigen Medium enthalt, wobei die 
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Tinte weiter ein feinteiliges weiBes anorganisches Material aus Titandioxid enthalt und das waBrige Medium eine 
Mischung aus Wasser mit einem wasserl 6s lichen organ ischen Losungsmittel ist, wobei das Wasser in einem Anteil 
zwischen 10 und 90 Gew.-%, bevorzugt zwischen 30 und 80 Gew.-%, und das Pigment in einem Anteil zwischen 
1 und 20 Gew.-%, bevorzugt zwischen 2 und 12 Gew.-%, jeweils bezogen auf das Gesamtgewicht der Tinte, 
5 enthalten ist, 

wobei das Verhaltnis des Gehaltes an feinteiligem Titandioxid zum Gehaltan Pigment gewichtsbezogen im Bereich 
zwischen 1: 20 und 1:1 liegt 

2. Tinte nach Anspruch 1 , wobei 

10 das Geh alts -Verhaltnis gewichtsbezogen zwischen 1:10 und 1 :2 liegt. 

3. Tinte nach einem der vorangehenden Anspriiche, wobei 

das Titandioxid einen Primarteilchendurchmesser zwischen 5 und 1 00 nm hat. 

is 4. Tinte nach einem der vorangehenden Anspriiche, wobei 

das Verhaltnis des Primarteilchendurchmessers des feinteiligen Titandioxids zum Primardurchmesser des Pig- 
ments im Bereich zwischen 1:10 und 5:1 liegt. 

5. Verfahren zum Herstellen einer Tinte nach einem der Anspriiche 1 bis 4, wobei 

20 das Pigment, das Dispergierungsmittel und dasfeinteilige weiBe anorganische Material aus Titan dioxidgleichzeitig 

in das waBrige Medium gegeben und zur Dispergierung behandelt werden. 

6. Tintenstrahlaufzeichnungsverfahren, wetches eine Aufzeichnung durch Austrag von Tinte in Form von Tropfchen 
' fiihrt, wobei die Tinte eine solche nach einem der Anspriiche 1 bis 4 ist. 

25 

7. Tlntenstrahlaufzeichnungsverfahren nach Anspruch 6, wobei 

Trnte in Form von Tropfchen unter dem EinfluB von auf die Tinte einwirkender therm ischer Energie ausgetragen 
wird. 

30 8. Aufzeichnungseinheit, die mit einem eine Tinte enthaltenden Tlntenbehafter und einem Kopf zum Austrag von 
Tropfchen der Tinte versehen ist, wobei die Tinte eine solche nach einem der Anspriiche 1 bis 4 ist. 

9. Aufzeichnungseinheit nach Anspruch 8, wobei 

der Kopf die Tintentropfchen durch Einwirkung therm ischer Energie austragt. 

35 

10. Tlntenpatrone, die mit einem eine Tinte aufnehmenden Tintenbehalter versehen ist, wobei die Tinte eine solche . 
nach einem der Anspriiche 1 bis 4 ist. 

11. Tintenstrahlaufzeichnungsvorrichtung, die mit einer Aufzeichnungseinheit mit einem eine Tinte aufnehmenden 
*o Tintenbehalter und einem Kopf zum Austragen von Tropfchen der Tinte versehen ist, wobei die Tinte eine solche 

nach einem der Anspriiche 1 bis 4 ist. 

12. Tlntenstrahlaufzeichnungsvorrichtung nach Anspruch 11, wobei 

der Kopf die Tropfchen der Tinte durch Einwirkung thermischer Energie austragt. 

45 

13. Tintenstrahlaufzeichnungsvorrichtung, die mit einer Tintenpatrone mit einem die Tinte aufnehmenden Tintenbe- 
halterabschnitt und einem Aufzeichnungskopf zum Austragen von Tinte als Tropfchen versehen ist, wobei die Tinte 
eine solche nach einem der Anspriiche 1 bis 4 ist. 

so 14. Tintenstrahlaufzeichnungsvorrichtung nach Anspruch 13, wobei 

die Vorrichtung eine Tintenzufuhreinrichtung zum Zufuhren der Tinte aus der Tintenpatrone zu dem Kopf aufweist. 

15. Tintenstrahlaufzeichnungsvorrichtung nach Anspruch 13, wobei 

der Kopf die Tropfchen der Tinte unter dem EinfluB von auf die Tinte einwirkender thermischer Energie austragt. 

55 
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Revendicatlons 

1. Encre pour impression par jets d'encre, qui contient un pigment et un agent dispersant dans un milieu, aqueux, 
I'encre contenant en outre une matiere inorganique blanche en particules fines constitute de dioxyde de titane, 

5 le milieu aqueux consistent en un melange d'eau et d'un solvant organique hydrosoluble, I'eau etant presente en 

une quantite de 1 0 a 90 % en poids, de preference de 30 a 80 % en poids, le pigment etant present en une quantite 
de 1 a 20 % en poids, de preference de 2 a 1 2 % en poids, chaque quantite etant exprimee sur la base du poids 
total de I'encre, dans iaquelle le rapport de la quantite dudit dioxyde de titane en particules fines a la quantite du 
pigment est compris dans I'intervalle de 1 :20 a 1 :1 en poids. 

2. Encre suivant la revendication 1, dans Iaquelle le rapport des quantit6s est compris dans I'intervalle de 1 :10 a 1 : 
2 en poids. 

3. Encre pour impression par jets d'encre suivant Tune quelconque des revendications precedentes, dans Iaquelle 
15 |e dioxyde de titane a un diametre de particule primaire de 5 a 1 00 nm. 

4. Encre suivant Tune quelconque des revendications precedentes, dans Iaquelle le rapport du diametre de particule 
primaire du dioxyde de titane en particules fines au diametre primaire du pigment est compris dans I'intervalle de 
1:10 a 5:1. 

20 

5. Procede pour la production d'une encre repondant a la definition suivant Tune quelconque des revendications 1 
a 4, dans lequel le pigment, Tagent dispersant et la matiere inorganique blanche en particules consistant en dioxyde 
de titane sont ajout6s simultanement au milieu aqueux et traites pour effectuer la dispersion. 

25 6. Proced6 d'enregistrement par jets d'encre qui effectue un enregistrement par ejection d'une encre sous forme de 
gouttelettes, ladite encre etant I'encre repondant a la definition suivant I'une quelconque des revendications 1 a 4. 

7. Procede d'enregistrement par jets d'encre suivant la revendication 6, dans lequel I'encre est ejected sous forme 
de gouttelettes sous Taction d'energie thermique appliquee a 'i'encre. 

30 

8. Unite d'enregistrement equipee d'un recipient d'encre, qui renferme une encre, et d'une tete pour rejection de 
gouttelettes de I'encre, ladite encre etant I'encre repondant a la definition suivant I'une quelconque des revendi- 
cations 1 a 4. 

35 9. unite d'enregistrement suivant la revendication 8, dans Iaquelle la tete ejecte les gouttelettes de I'encre sous 
I'action d'energie thermique. 

10. Cartouche d'encre equipee d'un recipient d'encre, qui renferme une encre, ladite encre etant I'encre repondant a 
la definition suivant I'une quelconque des revendications 1 a 4. 

40 

11. Appareil d'enregistrement par jets d'encre equipe d'une unite d'enregistrement comprenant un recipient d'encre, 
renfermant une encre, et une tete pour rejection de gouttelettes de I'encre, ladite encre etant I'encre repondant a 
la definition suivant I'une quelconque des revendications 1 a 4. 

45 12. Appareil d'enregistrement par jets d'encre suivant la revendication 11 , dans lequel la tete ejecte les gouttelettes 
de I'encre sous I'action d'energie thermique. 

13. Appareil d'enregistrement par jets d'encre equipe d'une cartouche d'encre comprenant un recipient d'encre, qui 
renferme I'encre, et d'une tete d'enregistrement pour rejection d'une encre sous forme de gouttelettes, ladite encre 

50 etant I'encre repondant a la definition suivant I'une quelconque des revendications 1 a 4. 

14. Appareil d'enregistrement par jets d'encre suivant la revendication 13, qui comprend un disposittf de distribution 
d'encre pour fournir I'encre de la cartouche d'encre a la tete. 

55 15. Appareil d'enregistrement par jets d'encre suivant la revendication 13, dans lequel la tete ejecte les gouttelettes 
de I'encre sous faction d'energie thermique appliquee a I'encre. 
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FIG. 1A 
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FIG. 3 
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